The double-proton-transfer process in the C 2h 7-azaindole (7AI) dimer in the first singlet excited state has changed from the widely accepted concerted process (1, 2) to being regarded as stepwise (3) with a polar intermediate, which depends on the environmental polarity.
The double-proton-transfer process in the C 2h 7-azaindole (7AI) dimer in the first singlet excited state has changed from the widely accepted concerted process (1, 2) to being regarded as stepwise (3) with a polar intermediate, which depends on the environmental polarity.
In this recent work Kwon and Zewail (3) reported in acetonitrile at room temperature that (i) from absorption spectroscopy no change is monitored between the dimer and monomer 7AI-spectral envelopes in the concentration range 10 Ϫ5 -0.01 M, and, nevertheless, the dimerization constant for 7-azaindole in acetonitrile is estimated; and (ii) the emission spectrum is recorded on excitation at 320 nm for a 0.1 M 7AI and assigned to the doubly hydrogen-bonded proton-transfer emission without checking any excitation spectrum. Once the C 2h 7AI-dimer species in acetonitrile is seemingly demonstrated, these authors undertook femtosecond spectroscopy and interpreted all of this evidence in terms of a stepwise proton transfer, thus challenging the concerted model (1, 2) .
To the contrary, absorption, emission, and excitation spectra for a 0.1 M 7AI at room temperature and at lower temperatures allows one to rightly state that (i) the C 2h doubly hydrogen-bonded 7AI dimer is not present in acetonitrile, and also neither in diethyl ether nor in dichloromethane; and (ii) on excitation at 320 nm no emission within the wavelength range assignable to the double-proton transfer is monitored in acetonitrile, diethyl ether, or dichloromethane. This and other complementary experimental evidence can be provided by this author on request. Therefore, the excited-state double-proton transfer for the C 2h 7AI dimer must be still regarded as concerted. 
Javier Catalán

